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General
Proton Nuclear Magnetic Resonance spectra were recorded on 400 and 600 MHz spectrometers in CDCl 3 referenced relative to residual CHCl 3 (δ = 7.26 ppm). Chemical shifts are reported in ppm and coupling constants in Hertz. Carbon NMR spectra were recorded on the same instruments (100 MHz and 150 MHz) with total proton decoupling. All melting points are uncorrected. Infrared spectra were obtained using neat samples on a diamond Perkin Elmer Spectrum 100 FT-IR spectrometer using a universal ATR sampling accessory. Flash chromatography was carried out using silica gel, particle size 0.04-0.063 mm. TLC analysis was performed on precoated 60F 254 slides, and visualised by either UV irradiation or KMnO 4
staining. THF was distilled from sodium. Experiments involving microwave irradiation were carried out using a CEM Discover microwave system reactor set to irradiate so that a reaction temperature of 110 °C was maintained.
Microwave-assisted homo-Tishchenko reaction of benzaldehyde: experimental procedure and characterisation data Benzyl benzoate (7)
To an oven dried microwave-transparent reaction vessel charged with a magnetic stirring bar was added (E)-stilbene (95.4 mg, 0.53 mmol, 0.125 equiv.). The vessel was fitted with a rubber septum and then flushed with argon prior to the addition of 4-tert-butylbenzylmercaptan (40 µL, 0.21 mmol, 5 mol%). THF (1.9 ml) was introduced and once a homogenous solution was obtained a solution of phenylmagnesium bromide (3M solution in diethyl ether, 70 µL, 0.21 mmol, 5 mol%) was added dropwise. The reaction was stirred at ambient temperature for 5 min and then freshly distilled benzaldehyde (430 µL, 4.23 mmol) was added. The rubber septum was then removed very quickly under a funneled heavy stream of argon and the reaction vessel was fitted with a microwave reaction vessel cap. The reaction was then irradiated for 30 min at 110 o C. Volatiles were removed in vacuo and the reaction mixture was purified by column chromatography eluting in gradient from 100% hexane to 20% CH 2 Cl 2 in hexane. The desired product was isolated as a colourless oil (407 mg, 90% yield). 
1-(4-chlorophenyl)-2,2,2-trifluoroethyl benzoate (12)
The compound was synthesised following the general procedure, using 4'-chloro-2,2,2-trifluoroacetophenone (316 µL, 2.12 mmol). The desired product was isolated as a white solid (540 mg, 81% yield).
The spectral data were in good agreement with that reported in the literature. 
1-(4-bromophenyl)-2,2,2-trifluoroethyl benzoate (13)
The compound was synthesised following the general procedure, using 4'-bromo-2,2,2-trifluoroacetophenone (323 µL, 2.12 mmol). The desired product was isolated as a white solid (616 mg, 81% yield).
2,2,2-trifluoro-1-(3-fluorophenyl)ethyl benzoate (14)
The compound was synthesised following the general procedure, using 2,2,2,3'-tetrafluoroacetophenone (296 µL, 2.12 mmol). The desired product was isolated as a pale yellow oil (391 mg, 63% yield).
2,2,2-trifluoro-1-(thiophen-2-yl)ethyl benzoate (15)
The compound was synthesised following the general procedure, using (E)-stilbene (191.1 mg, 1.06 mmol, 0.50 equiv.), 2,2,2-trifluoro-1-(thiophen-2-yl)ethanone (272 µL, 2.12 mmol). The yield of the product was determined by 1 H NMR spectroscopy using (E)-stilbene as an internal standard. (51% yield).
1-(4-chlorophenyl)-2,2,2-trifluoroethyl 2-naphthoate (16)
The compound was synthesised following the general procedure, using THF (1.4 ml), 1-(4-chlorophenyl)-2,2,2-trifluoroethanone (316 µL, 2.12 mmol) and recrystallised 2-naphthaldehyde (331.1 mg, 2.12 mmol). The desired product was isolated as white solid (525 mg, 68% yield). 
2,2,2-trifluoro-1-phenylethyl 3-chlorobenzoate (18)
The compound was synthesised following the general procedure, using 2,2,2-trifluoro-1-phenylethanone (289 µL, 2.12 mmol) and freshly distilled 3-chlorobenzaldehyde (240 µL, 2.12 mmol). The reaction time was 2h. The desired product was isolated as colourless oil (489 mg, 73% yield).
1-(4-chlorophenyl)-2,2,2-trifluoroethyl 3-chlorobenzoate (19)
The compound was synthesised following the general procedure, using 1-(4-chlorophenyl)-2,2,2-trifluoroethanone (316 µL, 2.12 mmol) and freshly distilled 3-chlorobenzaldehyde (240 µL, 2.12 mmol). The desired product was isolated as pale yellow oil (615 mg, 83% yield). 
1-(4-chlorophenyl)-2,2,2-trifluoroethyl 4-fluorobenzoate (20)
The compound was synthesised following the general procedure, using 1-(4-chlorophenyl)-2,2,2-trifluoroethanone (316 µL, 2.12 mmol) and freshly distilled 4-fluorobenzaldehyde (227 µL, 2.12 mmol). The desired product was isolated as pale yellow oil (525 mg, 75% yield). 
2,2,2-trifluoro-1-phenylethyl cyclohexanecarboxylate (21)
The compound was synthesised following the general procedure, using 2,2,2-trifluoro-1-phenylethanone (289 µL, 2.12 mmol) and freshly distilled cyclohexanecarbaldehyde (257 µL, 2.12 mmol). The desired product was isolated as colourless oil (340 mg, 56% yield). 
